Abstract The purpose of this study was to determine the effect of soil contamination with tri-and hexavalent chromium and soil application of compost, zeolite, and CaO on the mass of oats and content of nitrogen compounds in different organs of oats. The oats mass and content of nitrogen compounds in the crop depended on the type and dose of chromium and alleviating substances incorporated to soil. In the series without neutralizing substances, Cr(VI), unlike Cr(III), had a negative effect on the growth and development of oats. The highest doses of Cr(VI) and Cr(III) stimulated the accumulation of total nitrogen but depressed the content of N-NO 3 − in most of organs of oats. Among the substances added to soil in order to alleviate the negative impact of Cr (VI) on the mass of plants, compost had a particularly beneficial effect on the growth and development of oats. The application of compost, zeolite, and CaO to soil had a stronger effect on the content of nitrogen compounds in grain and straw than in roots. Soil enrichment with either of the above substances usually raised the content of nitrogen compounds in oats grain and straw, but decreased it in roots.
Introduction
Once they enter the natural environment, heavy metals, including chromium, affect all elements of the food chain, from soil microorganisms to plants, animals, and humans (Bååth 1989; Jordao et al. 1999; Turkdogan et al. 2003; Liu et al. 2009 ). Chromium can have different oxidation numbers, from −2 to +6. Diagrams of the element's oxidation state indicate that oxidation number 3 is the most stable one. However, the most widespread forms of chromium in the natural environment are the ones with the oxidation numbers +3 and +6 (Fendorf 1995) , mainly two forms of trivalent chromium: cation Cr 3+ and anion CrO 2 −2 and two anion forms Cr 2 O 7 2− and CrO 4 2− (Chen and Hao 1998; Razić and Dogo 2010) . The toxicity of trivalent chromium compounds is lower than that of hexavalent chromium and mutagenicity is almost exclusively a characteristic of Cr(VI) compounds (Banks et al. 2006; Kimbrough et al. 1999) .
Chromium compounds found in the natural environment are emitted by different branches of industry in the form of waste, wastewater, or gases. Large quantities of chromium enter soil with fertilizers or waste material used for soil improvement (Ghosh et al. 2003; Dampare et al. 2006; Shams et al. 2010) . Depending on the source, different chromium derivatives enter the natural environment, where they undergo further transformations conditioned by the soil pH, type, and abundance of inorganic and organic ions, presence of soil-borne organisms, etc. thus creating a wide range of chemical and physical forms (Richard and Bourg 1991) . Solubility and plant availability of metals in soil increase rapidly as the soil pH declines to 3.3 (Chuan et al. 1996) . Chromium is present in all plant tissues as an essential element, which means that both its deficiency and excess can cause negative consequences to plants (Shanker et al. 2005) . Its deficit may lead to some disorder in the growth and photosynthesis of plants or can impair the tolerance of plants to pathogens (Bartlett and Klmble 1976) . On the other hand, chromium added to soil may improve plant yields (Wyszkowski and Radziemska 2010) . However, excess chromium causes toxic symptoms in plants, such as disturbed water balance (wilting of leaves), chlorosis of young leaves, and damage to the growth apex and roots (Pederno et al. 1997) .
Reports published in recent years (Srivastava et al. 1999; Cervantez et al. 2001; Shanker et al. 2005; Banks et al. 2006; Radziemska 2010, 2013) confirm the negative influence of chromium compounds on plants, but they mostly deal with the effect of chromium (VI) compounds. The above studies prove that the two forms of chromium should be investigated separately because of the different effects they produce on plants and soil.
The purpose of this study has been to determine the effect of soil contamination with tri-and hexavalent chromium on mass of oats and content of nitrogen compounds in different organs of the crop (grain, straw, and roots) and the ability of added compost, zeolite, and calcium oxide to reduce the effect of chromium on plants.
Material and Methods

Pot Trial Methodology
A pot experiment was set up in 9.5 kg polyethylene pots kept in a greenhouse at the University of Warmia and Mazury in Olsztyn (Poland). Soil used for the trials was collected from the humic horizon. It was slightly acidic and had the texture of sand. The soil properties are given in Table 1 . The tested plant was a Polish cultivar of oats (Avena sativa L) called Kasztan. Oats was grown until fully ripe and then divided into grain, straw and roots for analyses. Soil was artificially polluted with aqueous solutions of Cr(III) in the form of KCr(SO 4 ) 2 ·12H 2 O and Cr(VI) as K 2 Cr 2 O 7 . Three substances were applied to the soil: compost and zeolite (2 % relative to the dry mass of soil) and 50 % calcium oxide in a dose corresponding to one hydrolytic acidity (HAC), i.e., 1.25 g kg −1 of soil. The elemental composition of the substances applied to soil is given in Oat was sown in pots filled with soil carefully mixed with substances according to the experiment's design directly after mixing.
Laboratory Analyses
Plant Samples
The collected plant material was analyzed in order to determine yield of aerial parts, weight of grain, and mass of roots from each pot. Plant samples were fragmented, dried at 60°C, ground, and mineralized.
The following determinations were made on the plant material: total nitrogen content by Kjeldahl's distillation method (Bremner 1965) after mineralization in concentrated sulphuric (VI) acid with hydrogen peroxide added as a catalyst; ammonia nitrogen (N-NH 4 + ) and nitrate nitrogen (N-NO 3 − ) by potentiometry using 2 % acetic acid as extraction solution (Ostrowska et al. 1991) .
Soil Samples
Prior to the experiment, the following soil parameters were determined: the grain size composition of the soil with the laser method using a Mastersizer 2000 m, pH KCl by potentiometry in KCl aqueous solution of the concentration of 1 mol cubic dry meter (dm; ISO 10390 2005) , HAC by Kappen's method (Klute 1996) (Klute 1996) , cation exchange capacity (CEC) from the formula: CEC=HAC+TEB and percentage base saturation (V) from the formula: BS=100·TEB CEC −1
. Concentrations of the following elements and compounds were determined: organic carbon content (C org ) by Tiurin's method in potassium dichromate with diluted sulphuric (VI) acid (Kawada 1957) , total nitrogen (N og ) by Kjedahl's method after mineralization in concentrated sulphuric (VI) acid using hydrogen peroxide as a catalyst (Bremner 1965) , N-NH 4 + with Nessler's reagent (Ostrowska et al. 1991) , and N-NO 3 − with phenoldisulphonic acid (Ostrowska et al. 1991) . Besides, determinations of the available forms of phosphorus (P) and potassium (P) by Egner-Riehm's method (Egner et al. 1960) and Mg by Schachtschabel's method (Schlichting et al. 1995) were made. The total content of Cr, Mn, copper, zinc, nickel, and cobalt in soil (prior to the experiment), compost, zeolite, and calcium oxide was determined by flame atomic absorption spectrophotometry in air-acetylene flame on a SpectrAA 240FS spectrophotometer (VARIAN, Australia), using a Sample Introduction Pump System. The analysis was performed on extracts obtained after "wet" soil mineralization in nitric acid (analytically pure HNO 3 in the concentration of 1.40 g cm ), poured into Teflon™ vessels HP500 and placed a MARS 5 microwave oven (Microwave Accelerated Reaction System, manufactured by CEM Corporation, USA). All analytical parameters, such as the weight of samples, volume of nitric acid, and 
Statistical Analysis of the Results
All the results were submitted to statistical processing using a three-factorial analysis of variance ANOVA and Duncan's interval test. Statistica 9.1 software (StatSoft, Inc. 2010) was used for calculations. Pearson's simple correlation coefficients (r) were also calculated between the analyzed variables.
Results and Discussion
Weight of Aerial Parts and Roots of Oats
Heavy metals may cause various morphological alterations in plants. Typical symptoms include chlorosis, necrotic spots, discoloration, rolling of leaves, and, consequently, depressed biomass of aerial parts of affected plants (Kahle 1993; MacFarlane and Burchett 2002; Han et al. 2004) . When accumulated in soil, heavy metals, including chromium, can be easily absorbed by roots and accumulated in aerial parts of plants, unless certain measures are taken to control their phytoavailability. Otherwise, they can produce lasting influence on many biotic elements in the environment (Obata and Umebayashi 1997) . Plants vary in their response to chromium (Zayed et al. 1998 ).
The growth and mass of oats were significantly affected by the type of contaminant and its dose as well as the applied neutralizing substances: compost, zeolite, or calcium oxide (Table 3, Figs. 1 and 2 ). In the control treatments (without alleviating substances), the average grain, straw, and root mass was higher in the treatments with trivalent chromium (CrIII) than in pots with its hexavalent form (CrVI). Among the analyzed plant parts, the biggest differences in weight were observed for straw. Oats grain in the control treatments was highly sensitive to soil contamination with chromium compounds, which was confirmed by the negative value (r= −0.904) of the correlation between the weight and the increasing rate of hexavalent chromium contamination (Table 3) . However, up to the rate of 50 mg Cr(VI) kg −1 of soil, the weight of harvested oats grain continued to increase. In this treatments, 100 mg Cr(III) kg −1 of soil depressed the grain weight by nearly half and the rate of 150 mg Cr(VI) kg −1 of soil resulted in the complete inhibition of grain yielding. The successive rates of trivalent chromium had a positive effect on weight of grain and straw, but the highest dose of the contaminant (150 mg Cr(III) kg −1 of soil) depressing the mass of these components by a few percent (Table 3 , Fig. 1 ). In the series without any neutralizing substances, only one rate of chromium (VI) (25 mg kg −1 of soil) increased the weight of straw by 18 % versus the control, whereas all the higher rates of the same contaminant considerably depressed the mass of oats, for example by as much as 98 % under the influence of 150 mg Cr(VI) kg −1 of soil (r=−0.953; Table 3, Fig. 1 ). The weight of roots of the tested plant in the treatments without alleviating substances depended on the effect of chromium (III). This dependence was confirmed by a significant positive correlation between increasing rates of contamination and harvested weight of roots. The highest dose of chromium (III) caused an increase in the weight of roots up to 149 % compared to the control. Reverse relationships were observed in pots contaminated with chromium (VI), although its lowest dose (25 mg Cr(VI) kg −1 of soil) stimulated the development of roots. Higher rates of the contaminant Cr(VI) had a negative effect on the weight of roots and the highest rate (150 mg Cr(VI) kg
of soil nearly completely inhibited their development (r=−0.745).
The application of compost, zeolite, and calcium oxide significantly affected the mass of particular organs of oats plants (Table 3 , Fig. 2 ). The strongest negative impact on the average grain mass was produced by compost and zeolite in treatments with trivalent chromium as well as CaO and zeolite in soil contaminated with hexavalent chromium. Compost in soil with chromium (VI) was an exception as it helped to raise the grain mass by an average of 49 % compared to the treatments without substances. Compost, zeolite, and calcium oxide did not have any significant effect on the average straw mass in the treatments with trivalent chromium (Table 3 , Fig. 2 ).
In the treatments with chromium (VI), the application of compost and zeolite was the most favorable as these substances improved straw mass by 72 and 31 %, respectively, compared to the control (without soil amendments). Calcium oxide also produced a positive albeit much weaker effect (15 %). Among all the neutralizing substances, compost had a particularly positive influence on straw mass at the highest rate of Cr(VI) ( Table 3 , Fig. 2 ). Compost, zeolite, and CaO positively affected the weight of oats roots. Zeolite and compost introduced to soil led to an increase in the oats root weight by 63 and 49 %, respectively, in pots with chromium (III) and by 32 and 78 % in pots with chromium (VI) compared to the treatments without any neutralizing substances. The effect of CaO, although positive at low chromium rates, was much weaker than that produced by zeolite or compost. The results reported by Sharma et al. (1995) , Golovatyj et al. (1999) , and Radha et al. (2000) provide firm evidence for the limiting effect of chromium (III) and chromium (VI) compounds on growth and mass of plants. Positive influence of small doses of chromium on plants has been observed by some other researchers, e.g., Bonet et al. (1991) and Poschenrieder et al. (1991) . According to Chen and Hao (1998) , as the acidity of soil decreases, the sorption of Cr(VI) increases while that of Cr(III) declines. Hexavalent chromium has a stronger negative effect on plants than Cr(III) (Singh and Oste 2001) . Perlatam et al. (2001) Radziemska (2010) in an experiment in which also chromium (III) produced a negative but relatively weak effect on the growth and development of the tested plant. A contrary, positive effect of chromium as a soil contaminant was exerted on maize. Toxic influence of chromium (VI) on plants may manifest itself as depressed germination or even death of plant seedlings Wyszkowska 2004, 2006) . The application of neutralizing substances to soil has a positive effect on plant yields Wyszkowski and Ziółkowska 2011) . Organic matter added to soil can cause reduction of Cr(VI) (Kozuh et al. 2000; Bolan and Duraisamy 2003) . By improving physical, chemical, and biological properties of soil, composts can stimulate yields of crops (Wyszkowski and Radziemska 2010) and enhance properties of soil polluted with tri-and hexavalent chromium compounds Radziemska 2009, 2013) . In another experiment conducted by Wyszkowski and Radziemska (2010) , compost, zeolite and calcium oxide increased the average yield of aerial parts of maize grown on soil polluted with chromium (VI). Among some basic natural reducers of chromium (VI), there are numerous organic substances, reduced compounds of sulfur, and Fe(III) compounds, which play the most important role. Minerals such as biotite, hematite, magnetite, siderite, and pyrite are natural sources of the above compounds in soil and in natural water bodies (Buerge and Hug 1999) . According to Wyszkowski and Ziółkowska (2009b) , application of bentonite, calcium oxide, and compost to soil improve crop yields, with bentonite producing the best effect on spring rape and compost acting most beneficially on oats. In another trial by Wyszkowski and Ziółkowska (2011) , compost and calcium oxide acted positively on yields of yellow lupine (main crop) but did not cause any considerable changes in yields of maize (after crop).
Concentration of Nitrogen in Grain, Straw, and Roots of Oats
The concentration of total nitrogen and its mineral forms in particular organs of oats was closely correlated with the type of contaminant and neutralizing substances introduced to soil (Tables 4, 5, and 6).
Grain: Total N, Ammonia, and Nitrate N
In the series without neutralizing substances, under the influence of soil contamination with the dose of Cr (VI) equal 100 mg kg −1 of soil, the content of total nitrogen rose by 23 %, while 150 mg of Cr (III) per kilogram of soil raised the total content of nitrogen in oats grain by mere 11 % (Table 4 ). In the same series, oats grain from pots polluted with 25 and 50 mg Cr(VI) per kilogram of soil was characterized by half as much N-NH 4 + as in the control, contrary to the highest dose of Cr(VI) (150 mg kg −1 of soil; Table 4 ). In the analogous series with chromium (III), the highest dose (150 mg kg −1 of soil) raised the content of ammonia nitrogen by 25 % (r=0.688) compared to the control. In the non-amended treatments, the increasing rates of chromium (III) and chromium (VI) had an explicitly negative (r=−0.777 and r=−0.821, respectively) effect on the content of nitrate nitrogen in oats grain (Table 4) . Changes in the content of total nitrogen in oats grain after application of alleviating substances were small (Table 4) , with the exception of CaO added to soil polluted with hexavalent chromium, which raised the content of total nitrogen by an average of 14 % in grain compared to the control (without neutralizing substances). Compost and zeolite had a similar albeit much weaker effect on total nitrogen in oats grain in pots with Cr(III).
Compost, zeolite, and calcium oxide in treatments with both tri-and hexavalent chromium had a positive effect on the average content of ammonia nitrogen in oats grain versus the treatments without soil amendments (Table 4 ). The application of zeolite had the most profound effect, as it raised the content of nitrogen in oats grain from pots with Cr(III) by 37 % and from pots with Cr(VI) by 12 % compared to the treatments without neutralizing substances. In the pots with chromium (III), compost had the same influence, whereas calcium oxide produced a slightly weaker effect (+30 %). Calcium oxide had a negative effect on the average content of N-NH 4 − in oats grain in pots with chromium (VI). Compost and zeolite reduced the content of nitrate nitrogen in oats grain in pots with Cr(VI), and zeolite had the same effect in pots with Cr(III) ( Table 4) .
Straw: Total N, Ammonia and Nitrate N
In the series without neutralizing substances, soil contamination with Cr(VI) increased the accumulation of total nitrogen in oats straw, with the smallest dose of Cr(VI) 25 mg kg −1 of soil producing the most beneficial effect, which then tended to weaken slightly under the subsequently higher doses (Table 5) . Trivalent chromium applied in the doses of 50 and 100 mg kg −1 of soil led to a nearly double increase in the content of nitrogen in straw compared to the control, while the highest dose, i.e., 150 mg kg −1 of soil, produced a negative effect.
Hexavalent chromium raised the content of N-NH 4 + in oats straw, but the increase reached just 18 % (r=0.922) under the growing rate of contamination (Table 5 ). In the analogous series with chromium (III), changes in the content of ammonia nitrogen were irregular but the highest rate of the contaminant raised the content of N-NH 4 + by 10 % compared to the control. The rates between 25 and 150 mg Cr(III) kg −1 of soil depressed the content of nitrate nitrogen in oats straw (r=−0.657) compared to the control, i.e., without contamination (Table 5) . When soil was polluted with chromium (VI), changes in the content of N-NO 3 − in oats straw did not follow a unidirectional trend.
Soil application of CaO, zeolite and compost had a positive effect on the content of total nitrogen in oats straw (increased by 31, 29, and 22 %, respectively) but only in the pots contaminated with chromium (VI) compared to the control, i.e., without neutralizing substances (Table 5 ). In oats straw harvested from pots contaminated with chromium (VI), all the neutralizing substances helped to maintain the average ammonia nitrogen content on a similar level, whereas in pots with Cr(III), zeolite, and CaO favored accumulation of this form of nitrogen (Table 5) . Compost and calcium oxide in pots with tri-and hexavalent chromium caused an increase in the content of nitrate nitrogen in oats straw, by 49 and 2 % and by 31 and 8 %, respectively, compared to the control treatments, i.e., without neutralizing substances (Table 5 ). In turn, zeolite limited its average content in oats straw by 32 % in treatments with Cr(III) and by 24 % in pots with Cr(VI) versus the series without neutralizing substances.
3.2.3 Roots: Total N, Ammonia, and Nitrate N
The increasing concentrations of tri-and hexavalent chromium in soil in the series without any alleviating substances had a positive effect on the content of total nitrogen in oats roots, raising it respectively by 43 % (r=0.962) and 21 % (r=0.952) compared to the control (Table 6 ). The higher rates of chromium (VI) increased the content of ammonia nitrogen in oats roots by 18 % (r=0.919) relative to the control. Chromium (III) had a reverse effect, depressing the content of N-NH 4 + in oats roots (Table 6 ). In the soil without any neutralizing substances, higher rates of trivalent chromium (r=−0.862) and specially hexavalent chromium (r=−0.790) depressed the content of nitrate nitrogen in oat roots, and the effect was more evident under the highest rates of the analyzed contaminants (100-150 mg kg −1 of soil; Table 6 ).
Compost and zeolite had a positive, but weaker effect on the content of total nitrogen in oats grain than in oats straw in pots with Cr(III) ( Table 6) . A more demonstrable impact of the neutralizing substances on the content of ammonia nitrogen found in oats roots rather than in straw (Table 6 ). In the series with Cr(III), the best effect on the average content of ammonia nitrogen in oats roots was produced by CaO (+31 %) and zeolite (+22 %) compared to the control treatment. In pots polluted with Cr(VI), calcium oxide and compost in particular reduced the content of N-NH 4 + in oats roots, by 19 and 24 %, respectively. The content of nitrate nitrogen in oats roots was affected by compost added to soil contaminated with hexavalent chromium, which raised its accumulation by 29 % versus the control (Table 6 ). Zeolite and CaO reduced the content of nitrates (V) in oats roots by 34 and 11 % in treatments with Cr(VI). Compost, zeolite, and calcium oxide in the treatments with trivalent chromium reduced the average content of N-NO 3 − in oats roots by 14, 24, and 34 %, respectively. Depressed content of nitrogen in plants may be a consequence of the adverse effect of hexavalent chromium on the activity of key metabolic enzymes in particular organs of plants during the vegetative growth (Kumar and Joshi 2008) . Moral et al. (1995) as well as Khan (2001) found significant changes in the content of nitrogen in organs of the analyzed plants (tomato and rice) in response to soil application of different doses of chromium. Low doses of chromium (VI) often raise the content of nitrogen while high ones reduce its level in aerial parts of plants (Singh and Oste 2001) . In a study by Wyszkowski and Radziemska (2010) , hexavalent chromium had a stronger effect than its trivalent form on the content of nitrogen in spring barley aerial parts. Chromium (III) and chromium (VI) also induced higher N-NH 4 + accumulation and chromium (VI) reduced the accumulation of N-NO 3 − in aerial organs of maize.
Soil application of organic matter usually causes higher accumulation of nitrogen in plants (Ciećko et al. 2001 (Ciećko et al. , 2004 Cox et al. 2001; Eghball et al. 2002) . Incorporation of compost into soil improves the microbiological and biochemical soil properties Wyszkowski 2006, 2010) , availability of plant accessible forms of elements in soil (Eghball et al. 2002; Wyszkowski and Ziółkowska 2009b; Sivitskaya 2012, 2013) , which encourages better yields Wyszkowski and Ziółkowska 2011) and improves chemical composition of plants (Wyszkowski and Ziółkowska 2009a, b) . In response to soil enrichment with compost or compost earth, increased content of nitrogen has been observed in organs of many plant species, for example in triticale grain and straw (Ciećko et al. 2001) , roots of yellow lupine and phacelia (Ciećko et al. 2004 ) and in aerial parts of oats (Wyszkowski and Ziółkowska 2009b) , spring barley (Wyszkowski and Radziemska 2010) , maize (Wyszkowski and Radziemska 2010) and spring rape (Wyszkowski and Ziółkowska 2009b) , unlike yellow lupine (Wyszkowski and Ziółkowska 2011) , or radish (Ciećko et al. 2004) . In an experiment conducted by Wyszkowski and Radziemska (2010) , the applied contamination alleviating substances stimulated an increase in the total nitrogen content, more evidently in maize than in spring barley, especially in treatments with calcium oxide. The accumulation of N-NH 4 + in aerial parts of maize was positively affected by all the applied neutralizing substances whereas the content of N-NO 3 − in aerial parts of spring barley was stimulated only by the application of compost and calcium oxide to soil. In another experiment by Wyszkowski and Ziółkowska (2009b) bentonite and zeolite added to soil also raised the content of nitrogen in aerial parts of spring rape and oats, with bentonite being more effective than calcium oxide or compost. In another study carried out by Wyszkowski and Ziółkowska (2011) , bentonite and calcium oxide failed to produce an unambiguous effect on the content of nitrogen in yellow lupine and maize. Under the influence of CaO, the content of nitrogen may either increase or decrease depending on the plant species, for example its elevated accumulation has been observed in aerial parts and roots of maize (Ciećko et al. 2001 (Ciećko et al. , 2004 but less nitrogen has accumulated in aerial parts of spring triticale (Ciećko et al. 2001) .
Conclusion
The mass of oats and the content of nitrogen compounds in particular organs of oats depended on the type and dose of a chromium contaminant and the contamination alleviating substances incorporated into soil. In the series without neutralizing substances, hexavalent chromium, unlike trivalent chromium, had a negative effect on the growth and development of oats. The phytotoxic effect was occurred in response to just 100 mg Cr(VI) kg −1 of soil, while the highest rate of Cr(VI) prohibited the germination of oats seeds. The content of nitrogen compounds in oats depended on the rate of chromium and plant organ. The most unambiguous changes were detected in the case of total nitrogen and N-NO 3 − , where the highest doses of Cr(VI) and Cr(III) increased accumulation of total nitrogen and depressed the content of N-NO 3 − in most of the examined organs of oats. Among the tested substances added to soil in order to alleviate the negative impact of Cr(VI) on mass of plants, compost had a particularly beneficial effect on the growth and development of oats. In pots contaminated with chromium (VI), zeolite was less successful, as it had a positive effect only on straw and roots of oats plants. Calcium oxide, in turn, acted positively only on oats straw. Moreover, zeolite and compost were observed to have had a positive influence on the weight of roots in pots with Cr(III), which however did not have an adverse effect on the plants.
The application of compost, zeolite, and calcium oxide to soil had a stronger effect on the content of nitrogen compounds in grain and straw than in roots of oats. Following the soil enrichment with compost, zeolite, or calcium oxide, concentrations of nitrogen compounds tended to increase in oats grain and straw, in contrast to roots, where they were typically lower. Calcium oxide generated the strongest and most often negative effect on the content of nitrogen compounds in oats. Compost caused the highest increase in the content of nitrogen in the analyzed parts of oats.
